General experimental procedure for synthesis of selenides 9
To a stirred solution of the allylic alcohol (0.3 M in THF) was added o-nitrophenyl selenocyanate (1.2 equiv.) followed by PBu 3 (1.1 equiv.) dropwise over 5 minutes. After 4-12 h, the reaction was quenched with aqueous NaOH (1 M) and extracted with EtOAc (3 X). The dried (MgSO 4 ) extract was concentrated in vacuo and purified by chromatography over silica gel, eluting with 2-20% ethyl-acetate/hexane 9a: 1 Purified by column chromatography over silica gel, eluting with 5-20% EtOAc / hexanes, to give 9a (86%): IR (neat) 2924 
General experimental for synthesis of rearranged alcohols 10
To a stirred solution of the selenide 9 in CH 2 Cl 2 (0.3 M) with powdered 4Å molecular sieves (1g per mmol) was added VO(acac) 2 (10 mol %). After 10 -15 min, the green solution was cooled to -10°C in an ice / acetone bath and cumene hydrogen peroxide (1.8 equiv.) was added. After 30 min, the deep red solution was quenched with PBu 3 (1.2 equiv.). After an additional 5 min, saturated aqueous NH 4 Cl was added and extracted with Et 2 O (3 X). The dried (MgSO 4 ) extract was concentrated in vacuo and purified. 
X-Ray analysis
Crystals of both compounds were grown from a solution in hexane/ethyl acetate (1:1) by cooling to -20°C. For the crystal structure determination, data collection was carried out on a Rigaku/MSC R-Axis Rapid diffractometer (Cu-Kα radiation, λ = 1.5418 Å) equipped with an Oxford Cryosystems HT low temperature device. Data collection occurred as a series of five scan sequences consisting of 40 images of 5° rotation about omega each (θ = 0 -200°), at different settings of chi and phi (χ = 0, φ = 0; χ = 50, φ = 0, χ = 50, φ = 90, χ = 50 φ = 180; χ = 50, φ = 270°). The program TwinSolve as included in CrystalClear was used to search the images for strong reflections, autoindexing, unit cell refinement, reflection integration, absorption correction (multiscans or analytical face indexed method) and final merging/scaling of the reflections to a SHELX style data file. The structure of 55 was determined at a temperature of 100(2)K, whereas that for 66, due to complications including a temperature induced order/disorder phase transition, was determined at room temperature. showing one of the independent conformers in the asymmetric unit, the numbering system and the conformation of the molecule. The numbering scheme for the second independent conformer is identical to that shown with the exception that atom numbers start with 2 (e.g., C21, C22, etc.). Displacement ellipsoids are drawn at the 30% probability level.
4512 were considered observed [2α(I)]. The structure was solved by direct methods using the program SHELXS-97 and refined using SHEXL-97. All hydrogen atoms were placed in geometrically idealized positions. Full-matrix least-squares methods on F 2 converged to R1 = 0.0362, wR2 = 0.0735 (all data) with a goodness of fit of 1.097. The refined value of the absolute structure parameter (Flack parameter) of 0.00 (2) indicates that the model obtained accurately depicts the absolute structure of the molecule. Refinement of the structure in space group P-1 (#2) was attempted but resulted in a severely disordered oxazole fragment. That, coupled with the fact that the compound under examination is known to be enantiomerically pure indicates that the best space group in which to refine the present structure is P1 (#1). Table 9 . Selected intramolecular parameters about the Se atoms (distances in Å, angles in °) from the X-ray diffraction data.
